The present study investigated the kinetics, equilibrium and thermodynamics of chromium (Cr) ion biosorption from Cr(VI) aqueous solutions by Cupressus lusitanica bark (CLB). CLB total Cr biosorption capacity strongly depended on operating variables such as initial Cr(VI) concentration and contact time: as these variables rose, total Cr biosorption capacity increased significantly. Total Cr biosorption rate also increased with rising solution temperature. The pseudo-second-order model described the total Cr biosorption kinetic data best. Langmuir´s model fitted the experimental equilibrium biosorption data of total Cr best and predicted a maximum total Cr biosorption capacity of 305.4 mg g -1 . Total
Introduction
Environmental chromium (Cr) contamination has become a public health issue because industrial Cr emissions have heavily polluted sites even in close vicinity to residential areas [1] . Among the major Cr pollution sources of aquatic ecosystems are the electroplating and metal finishing industries, iron and steel foundries, the inorganic chemical plants and tanneries [2, 3] . Cr contamination has been considered as one of the most serious environmental problems in the last few decades [4] . Furthermore, Cr is considered a priority pollutant in many countries [5] .
Material and Methods

Ethics statement
No specific permits were required for the bark sample collection for this study. We used bark material that came from the private gardens from one of the authors (ARNM). No material was taken from protected land or National Parks. No endangered species were used.
Biomaterial preparation
Cupressus lusitanica bark samples used in this work were collected in the municipality of Panotla, state of Tlaxcala, Mexico. Bark samples were oven-dried at 60°C until they reached constant dry weight. Dried samples were milled using a Glen Creston mill, and the resulting particles were screened using ASTM standard sieves. The fraction with particle size 0.42 to 0.5 mm (meshes 35 and 40) was used in the Cr(VI) and total Cr removal experiments. The sieved biomaterial was stored in an airtight plastic container until used.
Biosorbent characterization
In order to examine the morphological and surface characteristics of CLB, micrographs of CLB samples were obtained using a scanning electron microscope JEOL, JSM-5800 LV (Japan), at an accelerated voltage of 15 kV after gold coating.
The bulk density, swollen particle density and floatability of CLB were determined following the procedures outlined by Mauguet et al. [31] , Volesky [32] and Longhua et al. [33] , respectively.
Kinetic studies of Cr(VI) and total Cr removal
Batch kinetic studies were conducted to evaluate the effect of initial Cr(VI) concentration, contact time and temperature on Cr(VI) and total Cr removal from aqueous solutions by CLB. All experiments were performed in 500 mL Erlenmeyer flasks containing 100 mL K 2 CrO 4 solution of known concentration and 1 g (dry weight) CLB L -1 . Throughout the course of the experiments, the pH of each Cr(VI) solution was kept constant at 1.5±0.1 [27] by periodic checking and adjusted with 2 M HCl solution when necessary. Flasks were agitated in an orbital shaker at 100 rpm constant shaking speed. The effect of initial Cr(VI) concentration on Cr(VI) and total Cr removal by CLB was assessed in Cr(VI) solutions at initial metal concentrations ranging from 10 to 1000 mg L -1 (10, 20, 40, 60, 80, 100, 150, 200, 250 , 300, 350, 400, 600, 800 and 1000 mg L -1 ), at 28±2°C.
The influence of temperature on the kinetic performance of Cr(VI) and total Cr removal was studied by varying temperatures from 15 to 45±2°C (15, 28, 35 , and 45±2°C), and 100 mg L -1 initial Cr(VI) concentration.
To check for glass sorption and/or Cr precipitation, CLB-free controls were run simultaneously under exactly the same conditions as the Cr(VI) and total Cr removal experiments. No measurable changes were detected in Cr(VI) and total Cr concentrations, which suggests that the Cr removal observed in the present experiments was only due to the CLB biosorbent.
Samples were collected every 15 min during the first 3 h of contact between CLB and Cr(VI) solution and subsequently at 5, 8, 24, 48 and at least 72 h. Samples were filtered through filter paper (Whatman; grade 42) and the obtained filtrates analyzed for Cr(VI) and total Cr concentrations.
Equilibrium studies of Cr biosorption
For the equilibrium biosorption experiments, CLB biomass (1 g L -1
) was mixed with solutions of different initial Cr(VI) concentration (10-1200 mg L -1 constant agitation at 100 rpm for 72 h to ensure biosorption equilibrium was reached. Afterwards, samples were collected, filtered through filter paper (Whatman, grade 42), and then the obtained filtrates were analyzed for total Cr concentration.
Estimation of Cr biosorption capacity
The amount of total Cr biosorbed at time t by the unit mass (dry weight) of CLB or total Cr biosorption capacity (q t , mg g -1 ), was calculated according to the following mass balance equation:
where C 0 (mg L
) and C t (mg L 1 ) are the initial and the residual total Cr concentration at time t 0 = 0 h and t = t (h), respectively, V is the solution volume (L) and W is the dry weight of CLB (g).
Biosorption kinetics modeling
Information on the kinetics of solute biosorption is crucial to design effective biosorption systems, to select optimum operating conditions for full-scale batch biosorption system and to elucidate the mechanism and potential rate-controlling steps involved in the process of biosorption of metal ions onto the biosorbents [34, 35] . In the present work, the kinetics of the total Cr biosorption data were analyzed using Elovich, fractional power, pseudo-first-order, and pseudo-second-order mathematical models.
Elovich model. The Elovich model has been widely applied to chemisorption kinetics data and is often valid for systems in which the adsorbing surface is heterogeneous [36] . This model is expressed as follows [14] :
where q t is the biosorption capacity (mg g -1 ) at any time t (h), α is the initial biosorption rate
), β is the desorption constant (g mg -1 ) related to the extent of surface coverage and also to the activation energy involved in chemisorption, and t is the contact time (h) between the biosorbent and the metal solution. To simplify the Elovich model, it is assumed that αβt >> 1, so the resulting equation is:
Fractional power model. The fractional power model is a modified form of the Freundlich equation and can be expressed as follows [37] :
where v is the rate constant (h -1 ) and k is the constant (mg g -1 ) of the power function model. The product of the power function model constants kv can be calculated to obtain the specific biosorption rate at unit time, i.e. when t = 1.
Pseudo-first-order kinetic model. Lagergren´s pseudo-first-order model is based on the assumption that the rate of biosorption is proportional to the number of free active sites on the biosorbent´s surface. The pseudo-first-order kinetic model is expressed as follows [38] :
where q t and q e1 are the biosorption capacities (mg g -1
) at time t (h) and at equilibrium, respectively, and k 1 is the rate constant of the pseudo-first-order adsorption (h -1 ). Integration of Eq (5) with the boundary conditions t = 0 to t = t and q t = 0 to q t = q t , gives the following non-linear expression:
Pseudo-second-order kinetic model. The pseudo-second-order kinetic model assumes that the biosorption rate is controlled by chemical sorption and proportional to the second power of the available fraction of active sites [39] . The pseudo-second-order model is expressed as follows [39] :
where q e2 and q t are the biosorption capacity (mg g -1
) at equilibrium and at any time t = t (h), and k 2 is the rate constant of pseudo-second-order biosorption model (g mg
). After integration and applying boundary conditions t = 0 to t = t and q t = 0 to q t = q t , the integrated and non-linear form of Eq (7) becomes: ).
Equilibrium modeling
The equilibrium distribution of Cr ions between the aqueous phase and CLB biomass was expressed in terms of a Cr biosorption isotherm. The Langmuir and Freundlich isotherm models, which have been the most widely used models to analyze data for water and wastewater treatment applications, were used in the present work to analyze the experimental equilibrium data of Cr biosorption. The Langmuir isotherm model is based on the following assumptions: 1) all the adsorption sites are identical, 2) each adsorption site can retain one molecule of adsorbate and consequently the adsorption is limited to monolayer coverage, 3) all sites are energetically and sterically independent of the adsorbed quantity, and 4) the adsorptive forces are similar to the forces in the chemical interaction [38, 40] . The Langmuir equation is expressed as follows:
where q e is the adsorption capacity at equilibrium (mg g -1 ), Q o is the maximum adsorption capacity, also called the saturated monolayer adsorption capacity (mg g -1 ), C e is the liquid phase concentration of adsorbate at equilibrium (mg L -1 ), and b (L mg -1 ) is the adsorption equilibrium constant (Langmuir constant) which is related to the adsorption energy and quantitatively reflects the affinity between the sorbent and the sorbate [22] .
To elucidate whether the biosorption of Cr ions by CLB is favorable or not, the dimensionless separation factor or equilibrium parameter (R L ), was determined. The parameter R L is indicative of the isotherm shape and nature of the sorption process, and is defined as follows [41] :
where C o is the initial metal concentration (mg L -1 ). The value of this parameter indicates whether the isotherm is unfavorable (R L > 1), linear (R L = 1), favorable (0 < R L < 1) or irreversible (R L = 0) [41] . Furthermore, the biosorption behavior of the Cr ions on the CLB biomass was also described by the Langmuir type equation related to surface coverage (θ), which is defined as the fraction of the adsorption sites occupied by the solute in the equilibrium and expressed as follows:
The Freundlich model is an empirical equation that applies to non-ideal adsorption equilibrium on heterogeneous surfaces and also to multi-layer adsorption, suggesting that binding sites are not equivalent and/or independent [42] . This model assumes that there is an infinite supply of unreacted adsorption sites, that the stronger binding sites are occupied first, that binding strength decreases with the increasing degree of site occupation, and that there is a logarithmic reduction of the affinity between solute and adsorbent during surface coverage [43] [44] [45] . The Freundlich isotherm expression is the following:
where
is a constant indicative of the relative adsorption capacity of the adsorbent and n is the heterogeneity factor, and its reciprocal indicates the intensity of adsorption [22, 46] .
Thermodynamic study
To describe the thermodynamic behavior of Cr adsorption onto CLB biomass, relevant parameters such as Arrhenius activation energy (E a ), and the changes in activation enthalpy (ΔH Ã ), entropy (ΔS Ã ), and Gibbs free energy (ΔG Ã ) were calculated.
The activation energy (E a ) was estimated by the Arrhenius equation, which is given below:
where E a is the activation energy (J mol -1 ), k is the adsorption rate constant, which was obtained from the biosorption kinetics modeling of total Cr at different temperatures, A is the pre-exponential factor or frequency factor, R is the molar constant of gases (8.314 J mol
), and T is the absolute solution temperature (K).
Furthermore, the change in activation enthalpy (ΔH Ã ) and entropy (ΔS Ã ) were calculated using the transition state theory equation [47] :
where T is the absolute solution temperature (K), N is Avogadro´s number, h is Planck´s constant, R is the molar constant of gases, and k is the adsorption rate constant. The change in Gibbs free energy of activation (ΔG Ã ) was determined at each assayed temperature by appling the following formula based on thermodynamic functions:
Data analysis
The Cr(VI) and total Cr removal experiments conducted in this work were reproducible within 5% error at most, and mean values from three independent replicates are reported herein. All kinetic, isotherm and thermodynamic parameters of the models were evaluated by non-linear regression analysis of the experimental data using the Curve Fitting Toolbox 1.2.1 software (The MathWorks, Inc.). The determination coefficients (R 2 ) and the root mean squared error or standard error (RMSE) of the estimate were used as a measure of the goodness-of-fit of the mathematical models. Values of R 2 close to 1.0 and small RMSE values indicate better curve fitting.
Analytical techniques
Cr(VI) and total Cr concentrations were quantified by photocolorimetric methods using a Genesys™ 10 UV-Visible spectrophotometer (Thermo Electron Scientific Instruments Corporation), following the procedures outlined in the Hach Water Analysis Handbook [48] . Cr(VI) concentration in solution was measured at 540 nm by the 1,5-diphenylcarbohydrazide method, using a single dry powder formulation called ChromaVer3 TM Chromium
Reagent. This reagent contains an acidic buffer combined with 1,5-diphenylcarbohydrazide, which turns purple when Cr(VI) is present. Color intensity was directly proportional to the amount of Cr(VI) present. Total Cr concentration in the filtrates (essentially, the sum of the Cr(III) and Cr(VI)) was analyzed by the alkaline hypobromite oxidation method [48] . In this method, the Cr(III) present in the samples is oxidized to Cr(VI) by the hypobromite ion at boiling temperature under strong alkaline conditions. Then, the samples are acidified and the Cr(VI) concentration, which equals the total Cr concentration, is determined by the 1,5-diphenylcarbohydrazide method. Cr(III) concentration in solution was estimated by subtracting residual Cr(VI) concentration from residual total Cr concentration [48] .
Cr(VI) and total Cr concentrations were proportional to their optical absorbance and quantified by external standards, with a ten-point calibration curve.
Results and Discussion
Characterization of CLB
Scanning electron microscopy (SEM) is widely used to study the morphological features and surface characteristics of biosorbent materials [49] . In the present study, SEM micrographs reveal that CLB has a rough and porous surface texture, with irregular pores that have a diameter exceeding 50 nm, which indicates that CLB has a macroporous structure (Fig 1) . In addition, CLB has an irregular structure, thus making it possible for the biosorption of chromium ions on different parts of the biosorbent.
The bulk density, swollen particle density and floatability of CLB were found to be 239 kg m -3 , 1067 kg m -3 and 24.7%, respectively.
Effect of initial Cr(VI) concentration on Cr(VI) and total Cr removal ; however, total Cr (Cr(III) and Cr(VI)) was not entirely removed at any initial Cr(VI) concentration. Residual total Cr concentration was higher than residual Cr(VI) concentration at all initial Cr(VI) concentrations and contact times assayed. This was due to the appearance of Cr(III) in the aqueous solution (Fig 2) , which was not present at the start of the experiment, but was formed as a product of Cr(VI) reduction by organic compounds contained in CLB [27] .
In experiments conducted at initial Cr(VI) concentrations ranging from 10 to 80 mg L -1 , residual total Cr concentration reached its lowest level at a similar contact time as that required for complete Cr(VI) removal (Fig 2a-2c) , which suggests that total Cr removal by CLB is closely related to the presence of Cr(VI) in solution. In contrast, at higher initial Cr(VI) concentrations (150-1000 mg L -1 ), residual Cr(VI) was still present in the solution when total Cr reached its lowest level (Fig 2d-2i ). At these initial Cr(VI) concentrations, lowest total Cr levels were reached at 24 or 48 h of contact and remained constant thereafter; in contrast, Cr(VI) and Cr(III) in solution continued changing after 24 h. The above results indicate that the time required to reach the equilibrium of residual total Cr concentration clearly depended on the initial Cr(VI) concentration. ; pH = 1.5±0.1; temperature = 28 ±2°C.
doi:10.1371/journal.pone.0137086.g002 Fig 3 shows the change in CLB total Cr biosorption capacity with respect to biosorption time for various initial Cr(VI) concentrations. The biosorption curves were single, smooth and continuous leading to saturation of Cr binding sites at the CLB surface. Regardless of initial Cr (VI) concentration, the total Cr biosorption capacity of CLB gradually rose as contact time elapsed, until it reached a maximum and constant value, which corresponds to the biosorption capacity at equilibrium (q exp ). This value (q exp ) rose from 7.08 to 275 mg g -1 as initial Cr(VI) concentration increased from 10 to 1000 mg L -1 ( Table 1 ).
The rise in equilibrium biosorption capacity may be due to greater availability of Cr ions in the biosorption solution. Higher initial Cr(VI) concentration also increases the Cr concentration gradient, which provides a stronger thermodynamic driving force to overcome the mass transfer resistance of Cr ions from the aqueous to the solid phase; this increases the probability of collision between ions and active CLB sites, thus leading to enhanced biosorption capacity [11, 50] . The saturation degree of the CLB surface clearly depended on initial Cr(VI) concentration.
Rising , equilibrium was reached after approximately 48 h.
The above results clearly show that Cr(VI) and total Cr removal from aqueous solutions by CLB strongly depended on initial Cr(VI) concentration.
Effect of temperature on the kinetics of Cr(VI) and total Cr removal As temperature increased, residual Cr(VI) decreased more quickly (Fig 4a) and, consequently, Cr(VI) was entirely removed from the aqueous solution at shorter contact times, e.g. shows that temperature also affected total Cr removal by CLB, but to a lesser extent than for Cr(VI). CLB removed all initial Cr(VI) at temperatures from 15 to 45°C, but was not able to remove the entire total Cr. Residual total Cr concentration was considerably higher at all temperatures and contact times than residual Cr(VI) concentration. As mentioned before, this was due to Cr(VI) which was reduced to Cr(III) by CLB and released into the aqueous solution (Fig 4c) . The highest Cr(III) levels were produced at 45°C, and decreased as temperature fell (Fig 4c) . Thus, reduction of Cr(VI) to Cr(III) by CLB was favored at high temperatures. At temperatures from 28 to 45°C, residual total Cr concentration reached its lowest level at a similar contact time as required for complete Cr(VI) removal. As contact time elapsed, total Cr levels began to increase slightly even when no more Cr(VI) was present in the aqueous solution (Fig 4a and 4b) , which indicates that part of the Cr biosorbed by CLB was released (desorbed) into the solution as Cr(III). These results indicate that as temperature increased from 28 to 45°C, desorbed Cr(III) levels increased. Fig 5 shows total Cr biosorption capacity of CLB as a function of contact time for the assayed temperatures (15-45°C). During the first hours of experimentation, the total Cr biosorption rate increased as temperature rose. These results indicate the endothermic nature of total Cr biosorption onto CLB. The observed increase may be due to several factors: a rise in kinetic energy which facilitates the access of Cr ions to active CLB biosorption sites; a decrease in the thickness of the CLB boundary layer, which in turn decreases the mass transfer resistance enabling Cr ion diffusion into the CLB surface; an increase in CLB surface activity, which results in higher affinity for Cr ions, and/or an increase in the active biosorption sites [11, 50] .
Previous diffuse reflectance infrared Fourier transform spectroscopy (DRIFTS) studies showed the presence of absorption bands corresponding to aromatic compounds such as lignin and tannins, cellulose molecules, O-H groups, alkyl radicals and other saturated aliphatic groups, as well as carboxyl groups on the surface of CLB [27] . Based on the DRIFTS results, it was proposed that the mechanism of total chromium biosorption from Cr(VI) solutions onto CLB involves four reaction steps: (1) formation of Cr(VI) complexes resulting from the interaction between Cr(VI) ions and oxygen-containing groups (adsorption of Cr(VI) oxyanions), (2) Cr(VI) to Cr(III) reduction, (3) carboxyl group formation resulting from oxidation of oxygencontaining groups, and (4) Cr(III) interaction with carboxyl groups to form Cr(III)-carboxylate complexes [27] . It is therefore reasonable to assume that each reaction step will be differently affected by temperature and, consequently, temperature will affect the overall total Cr biosorption performance.
On the other hand, total Cr biosorption capacity at 8 h of contact time was similar at all assayed temperatures (Fig 5) , ranging between 68.7 and 71.4 mg g -1 . At longer contact times, the biosorption capacity slightly increased reaching an equilibrium adsorption capacity of 74.6 mg g -1 at 15°C; in contrast, at higher temperatures, the biosorption capacity decreased to 64, 61
and 57 mg g -1 at 28, 35 and 45°C, respectively, which was due to the desorption of Cr ions from CLB ( Fig 5) . It is evident from the above results that temperature affected the biosorption rate of Cr ions, Cr(VI) reduction to Cr(III) and the extent of Cr(III) desorption.
Kinetic modeling of the total Cr biosorption process
The Elovich, fractional power, pseudo-first-order and pseudo-second-order models were used in the present work to model the kinetic process of total Cr biosorption onto CLB at different initial Cr(VI) concentrations and temperatures. The data obtained during Cr desorption from CLB at temperatures ranging from 28 to 45°C were not considered for the modeling of the total Cr biosorption kinetics at different temperatures. Tables 1 and 2 show the experimental equilibrium biosorption capacity (q exp ), the kinetic parameter values of the Elovich, fractional power, pseudo-first-order and pseudo-second-order models for total Cr biosorption by CLB at initial Cr(VI) concentrations from 10 to 1000 mg L -1 and temperatures from 15 to 45°C, along with the corresponding R 2 and RMSE values.
The pseudo-second-order model clearly yielded the highest R 2 and the lowest RMSE values of the four assayed kinetic models at the initial Cr(VI) concentrations and temperatures assayed, which indicates that the experimental data are in good agreement with the pseudo- second-order model. Furthermore, the pseudo-second-order model successfully described the variations in total Cr biosorption capacity at the different initial Cr(VI) concentrations and temperatures assayed (continuous lines in Figs 3 and 5) , and predicted values of biosorption capacity at equilibrium very close to the equilibrium capacities obtained experimentally (Tables  1 and 2 ). Incidentally, the pseudo-second-order model had been previously found to be the most suitable model to describe the kinetic profiles of total Cr biosorption by CLB at different solution pH levels [27] . The fitness of total Cr biosorption kinetics to the pseudo-second-order model suggests that the rate-limiting step in biosorption of Cr ions onto CLB is probably a chemical sorption (chemisorption) involving valence forces through the sharing or exchange of electrons between the CLB surface and Cr ions [38] . This model assumes that two reactions are occurring, the first one is fast and reaches equilibrium quickly and the second is a slower ; pH = 1.5±0.1; initial Cr(VI) concentration = 100 mg L -1 .
doi:10.1371/journal.pone.0137086.g005 Table 2 . Kinetic parameters of the Elovich, fractional power, pseudo-first-order and pseudo-second-order models for total Cr biosorption onto Cupressus lusitanica bark at different temperatures. Initial Cr(VI) concentration: 100 mg L -1
. Pseudo-first-order Pseudo-second-order reaction that can continue for long time periods. The reactions can occur either in series or in parallel [51] . The pseudo-second-order model also describes the experimental kinetic data of total Cr biosorption by different biosorbents [28, [52] [53] [54] [55] .
For the pseudo-second-order model, with increasing initial Cr(VI) concentration the initial sorption rate (h) also tended to rise (Table 1) , while the rate constant (k 2 ) gradually decreased until it reached a minimum, almost constant value of about 10 −3 g mg -1 h -1 , which occurred at initial Cr(VI) concentrations higher than 150 mg L -1
. The trend shown by k 2 values agrees with the experimental data since at initial Cr(VI) concentrations lower than 150 mg L -1 , the time required to reach the equilibrium biosorption capacity was lower and therefore the k 2 values were higher; whereas at higher initial Cr(VI) concentrations, the contact time needed to reach equilibrium was similar and this was reflected in the almost constant values of k 2 [11, 50, 56] . A qualitatively similar behavior for the h and k 2 parameters of the pseudo-second-order model was observed in a dynamics study on the effect of initial Cr(VI) concentration on Cr biosorption onto waste acorn of Quercus ithaburensis [57] .
Results also showed that the h and k 2 values increased with a rise in temperature of the biosorption system (Table 2 ). This behavior may be explained by an increase in the interactions between Cr ions and CLB with rising temperature, and confirms a faster Cr biosorption rate at higher temperatures, as well as the endothermic nature of the biosorption process [58] .
Biosorption isotherm study
The equilibrium biosorption isotherm is an important parameter that describes the interactions of the sorbate (e.g. metal ions) with the biosorbent and is therefore required to understand the mechanism of the biosorption. Fig 6 displays the experimental biosorption isotherm of total Cr at pH 1.5 and 28°C. The equilibrium biosorption capacity steadily rises with the increase in equilibrium total Cr concentration (C eq ) up to about 585 mg L -1 , after which it reaches a saturation value. The concave shape of the total Cr biosorption isotherm resembles ; pH = 1.5±0.1; temperature = 28±2°C. the type L isotherm of the Giles classification [59] , which is generally associated with the sorption of a solute monolayer with minimum competition for the solvent. Furthermore, this type of isotherm indicates that the available sorption sites gradually decrease as the solute concentration in solution increases, i.e. it suggests a progressive saturation of the biosorbent. The Ltype isotherm also suggests high affinity between CLB and Cr ions [40, 50, 60] . The Langmuir and Freundlich isotherm models, which are widely used for modeling adsorption isotherms, were used in this work to describe the experimental equilibrium data of total Cr biosorption onto CLB. The comparative analysis of R 2 and RMSE values shown in Table 3 indicate that the biosorption pattern for total Cr on CLB is best described by the Langmuir model (R 2 = 0.990; RMSE = 10.16), rather than by the Freundlich model (R 2 = 0.892; RMSE = 32.7).
Moreover, the predicted equilibrium biosorption capacity obtained with the Langmuir model (continuous line in Fig 6) matched experimental value closely. These results are in accordance with the shape of the experimental biosorption isotherm, which exhibits Langmuirian behavior. The fact that the Langmuir model fits the experimental data very well may be due to a homogeneous distribution of active sites on the CLB biomass, since the Langmuir model assumes that the surface is homogeneous. This model also assumes the formation of a uniform monolayer, a finite number of adsorption sites, and no interaction between adsorbate ions adsorbed on neighboring sites. The good fitness of the Langmuir model to the experimental equilibrium biosorption data also suggests that Cr ions are possibly biosorbed onto CLB by chemisorption because chemical adsorption involves a monolayer coverage, rather than a multilayer adsorption as in the case of physical adsorption [61, 62] . Thus, results from the kinetic and the equilibrium modeling indicate that total Cr biosorption by CLB occurs by chemisorption. The Langmuir model has been widely used to estimate the maximum biosorption capacity whenever it was not possible to reach it experimentally, and contains the two most important parameters in a biosorption process, Q o and b. The first (Q o ) is attributed to the maximum capacity of biosorption to complete saturation of the biosorbent, and the second (b) is a constant related to the affinity between biosorbent and sorbate [58] . These two parameters have great practical importance for engineering design and scale-up of biosorption processes [60] .
The Langmuir model predicted a saturated monolayer adsorption capacity (Q o ) of 305.4 mg g -1 , which adequately matched the experimental value of total Cr biosorption capacity at equilibrium (275 mg g -1 ), and a biosorption equilibrium constant (b) of 0.0102 L mg -1 within the interval of b values (0-1) which indicate that the biosorption of total Cr onto CLB is favorable under the present experimental conditions. To confirm the favorability of the total Cr biosorption process, the dimensionless separation factor was calculated and found to decrease from 0.908 to 0.0895 as initial Cr(VI) concentration increased from 10 to 1200 mg L -1 (Fig 7a) , which confirms that biosorption of total Cr onto CLB increases as the initial Cr(VI) concentration rises. Moreover, the R L values were between 0 and 1, which indicates favorable biosorption of total Cr onto CLB at all the metal concentrations assayed [60, 63] . The surface coverage (θ) values approached unity with increasing initial Cr(VI) concentration (Fig 7b) , which indicates that the CLB surface was nearly fully covered with a monomolecular layer at the higher metal concentrations. The effectiveness of CLB for the biosorption of total Cr is thus confirmed. It was also apparent that the surface coverage ceases to vary significantly at high concentrations of Cr(VI) and the reaction rate becomes almost independent of the metal concentration [63] . A comparison of the maximum total Cr biosorption capacity of CLB with reports for different biosorbents is summarized in Table 4 [14, 24, 25, 62, [64] [65] [66] [67] [68] [69] [70] [71] [72] [73] [74] [75] [76] [77] [78] [79] [80] . The total Cr biosorption capacity of CLB is similar to that reported for Prunus domestica L. bark [78] , lower than that obtained for the dendrimer poly(amidoamine)-grafted cellulose nanofibril aerogels [80] , and significantly higher than for most other adsorbents and biosorbents reported in the literature. Thus, CLB is one the best adsorbents currently available for the biosorption of total chromium from aqueous solutions, and is therefore an effective, renewable and promising material for remediation of Cr(VI)-contaminated water and wastewater. 
Biosorption thermodynamics
To evaluate the thermodynamic behavior of total Cr biosorption onto CLB and to gain insight into the Cr biosorption mechanism, relevant thermodynamic parameters such as the Arrhenius activation energy (E a ), as well as changes in activation enthalpy (ΔH Ã ), activation entropy (ΔS Ã ) and Gibbs free energy of activation (ΔG Ã ) were calculated in the present work (Table 5) .
For this purpose, we used the rate constants of the pseudo-second-order model obtained in the kinetic study at different temperatures. The E a value for total Cr biosorption onto CLB was 23.26 kJ mol -1 ( , respectively. The positive value of ΔH Ã confirms the endothermic nature of the total Cr biosorption process, while the negative value of ΔS Ã indicates a loss of degrees of freedom when the activated complex is formed [47] . The association, fixation or immobilization of Cr ions as a result of biosorption is attributed to a decrease in the degree of freedom of Cr ions which gives rise to a negative ΔS Ã [82] . Similarly, negative ΔS Ã values indicate that Cr ions are stable on the CLB surface and that no significant change occurs in the internal structure of CLB during the biosorption process [15, 83] . Furthermore, at all assayed temperatures the values of ΔG Ã were positive (100.0-108.2 kJ mol -1 ), indicating that the total Cr biosorption process is not spontaneous and therefore requires some energy from an external source in order to occur [15] . The adsorption process of Cr onto raw rutin, rutin resin [84] , lignin-based resin [85] and Aspergillus niger MSR2 [24] were also found to be endothermic. Likewise, the biosorption of Cr ions onto A. niger MSR2 is not spontaneous at 295 and 310 K [24] .
Conclusions
The potential of CLB to biosorb total Cr from Cr(VI) aqueous solutions was explored in the present work. The characteristics of the biosorption process were affected by variables such as initial Cr(VI) concentration, contact time and temperature. A second-order chemical reaction describes the biosorption of total Cr onto the CLB biomass. The non-linear isotherm analysis of equilibrium data showed that the total Cr biosorption pattern of CLB adequately fits the Langmuir model. The biosorption process was endothermic and non-spontaneous. Results suggest that CLB is an effective low-cost biosorbent with high biosorption capacity to remove Cr from aqueous solutions. Chromium Biosorption by Cupressus lusitanica Bark
